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Investigations in the Field of Alkoxysilanes (Issledovaniys 
vy oblasti alkoxsisilanov) Communication 10. A New Method of 
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efirov dialkilsilandiolov i ortokemnevoy kisloty) 
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It was shown elready on an earlier occasion ‘that acetozilanes 
react without any difficulties with alepholg to the 
accompaninint of the formation of corresponding alkoxysilanes 
and acetic acid. In the course of the prasent paper the authors 
investigated the possibility of applying this reaction to the 
synthesis of cyclic ethers of dialkylsilanewiols vy the inter- 
action of dialkyldiacetoxysilanes with) glycols. A new method of 
synthetization of 2, 2-dialkyl-1, 3-dioxu-2-silazyklononan hy the 
reaction of dialkvidiacetoxysilanes with By y, 4 €& -glycols. 
In this way 4 of such compounds were obtained, viz. with 
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6, T~, 8-, and 9-menbered cycles (3 of them for the firgt time). 
The reaction of dialkyldiacetoxysilancs ‘with ethylene glycol and 
propylene glycol leads to the formation of 2,2,7,7-tetraalkyl- 
1,3,6,8-tetraoxa~2,7~disilacyclodecane or of ‘the corresponding 
methyl derivatives.In the interaction of. tetraacetoxysilane with 
1,3 butane diol 4,8-dimethyl-1,5,7,11-tatraoxa-6-silas piro- 

5,5 -undecane was obtained. There are 1 ‘table and 6 ref Terences, 
3 of which are Soviet. : 
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Chenical Sciences), Institut khinii: silikatov Akademii 
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id D.I.H#endeleyev), Gosudarstvennyy komitet Soveta 
Minictrov SSSR po khimii ( State Committee for Chemistry 
of the USSR Council of Ministers) and Leningradskiy 
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Particular Features and Prospects of the Development 
of Silicon-Organic Chemistry in the Soviet. Union"; 
V.Bazhant :"On Work Within the Field of Silicon- 
Organic Compounds at the Chemical Inutitute of the 
‘Czechoslovakian Acadeny of 3eiences", Conference work 
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and their practical application, as well as analysis 
and physico-chemical research metyoda. 
N.N.Tishina, K.A.Andrianov, S,A.Golahtsov'et al. 
showed the possibility of developing anew technological 
method for the purpose of obteining phenyltrichloro- 
silanes. 
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the results obtainnd by means of a new method of 
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G.I.Nikishin, A.D.Petroy and 5.I.Sadykh-zade spoke 
about the behavior of varions dichloroalkanee and 
dichloroalkenes with chloric atoms at the conditions | 
of a direct synthetization, - 
V.A.Ponoserenko, A.D.Petrov et al. gave a report 
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on the catalytic affiliation of hydrosylanes to 

unsaturated se a 

V.F.bironov, V.A.Ponomarenko, A.D. Petrov et al. spoke 

about the comparison of the properties of organic silicon-, 

germanium-, and tin-compounds. 

S.1.Sadykh-zade, A.D.FPetrov, BN. Dolgov, and N.P. 

Kharitonov spoke nbont new methods of pynthosis of 

simple organo-silicon vinyl ather, 

A.N.Nesmeyanov, R.Kh.Freydlina and his: collnborators 

dealt with thermal and catalytical teloneris zation of 

hydroxylanes with olefins. 

Yu.K.Yur'yev recommended a catalytical' nethod of 

synthesis of silacyclopentane from furan and silane. 

N.S.Nametkin, A.V.Topchiyev et al. reported on the 

research of the reaction of chloronethylation of 

Silicon-organic compounds. 

M.G.Voronkov et al. showed that the oreandsilexane 

easily change over into hetcrolytic fission: reactions 
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philic reagents. 
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oe B, Lengyel, T. Szekely,A.Csuppon (Hungary) yeported on 
; results obtained by enysico-chemical investigat’ one 
a of the process of hydrolysis- and condensetion reactions 
Pee Nay of nethylchlorosilane mixtures. 
2 §.H.Dzhenchel' skaye» M.A -Andrianov, Yu.K.Petrashko gave 
data on working results within the field of cata- 
‘lytical polymerization of the nydrolysis products of 
ai- and tri-functional compounds. — 
M, Kuéera (czechoslovakia) reported on the investigations 
carried out of the polymerization of octamethylcyclo- 
der the influence exercises by alkalis. 
K.AeRzhendzinskeya, T.K.Stavitskiy gave 2 report on 
the synthesis of chlorine-containing polysiloxane~ 
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on the basis of liquid polydimethylayloxane which 
solidify at nornal temperature. 
' A.I.Glukhova, K.A.Andrisnov et al. ove a eenert 
on obtaining a heat-stable rubber-like polymer. 
A.V.Topchiyev, H.S.Nametkin and collaboratérs spoke 
about the polynerization of unlimited ‘silicon hydro- 
carbons by making use of e@ conplex catalyzer triethyl- 
aluminun tetrachloro-titaniun. 
A.A.Zhdanov and K.A.Andrianov spoke ebottt the synthesis 
of polymers with anorganic cheins. 
V.V.Korshak, G.U.Frunze, B.V.Kukharskéiya, D, N Andreyev 
reported on polyamides which are composed fron silicon- 
containing dicarboxylic acids and posses a higher 
elasticity than similar polymers, 
L.M.Volkova, K.AeAndrianov and cedtatants | ‘reported 
on a method of increasing the mechanical PaTeneus 
-of silicon-organic polymers. 
‘ I.Ya.Guretskiy, A.P.Kreshkov, and P.A. indreyer under 
Card 6/8 various conditions investigated the interaction of a 
number of silicon-organic compounds with cellulose nitrates. 
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Organic Compounds. All Union Conference at Leningrad . 


N.P. punereoneys and B.N.Dolgov suggested. a new material 
for heat-, moisture-, and electrical insulation 
on a- gilicon-organic haete to be used instead of 
enamel. coatings. 
B.A Kiselevy ZeAe ginov! yev et al. produced a hydro- 
phobous glass Textolite on the basis of polyester 
; ‘compounds which contain silicon-organic compounds. 
*. Ml. Ya.Borodin -,.2,1.Kazakova, et al, odtained heat- 
resistant and solid foam material on the basis of a 
combination of. silicon-organio polymers with phenol- 
fornaldehyde- and epoxy-resing and nitrile yubber. 
A.P.Kreshkov delivered a report on the. 'guecesaful 
analysis of silicon-organic compounds, and gave an 
outline on further prospects of. development. 
§.V.Syavtsillo,.A.P.Kreshkov, A. Piferent'yev et al. 
investigated problems of the elaboration of control 
methods for the production of pilicon-prganic monomers 
ey and polymers. y. 
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Chemistry and the Practical Application of Silicon- SOV/30-58-12-39/46 
ah Poapowide. All Union Conference at Leningrad : : 


: discussed results obtained by. the radiojraphie 
determination of the activity of silicon-copper 
alloys which are used for the direct ayathesia 
of methyl, chlorosilanes,. 
“In conclusion D.P.Novikov spoke about the present 
. Btage of. developmént and the plans for the further 
- development of the production of silicon. organic 
;{ compounds in the U3SR. A number of measiures tas 
/. vecommended for the further development of the 
- diseussed field of science and technical engineering. 
A committee was elected for the purpose of working 
‘out the nomenclature of silidon-organic: compounds. 
‘fhe authors of the present article regret that no 
reports were delivered at the conference on the theory 
of technological processes or on the Sei Gneee Ace and 
design of chemical apparatus. 
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bined hydrogenation ~ halogenation reaction, veduces them to the 
corresponding hydrocarbons and is transformed into ethyl trichloro 
gilane itself. There are 1 table and 13 xeferences, 12 of which 
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The organic derivatives of vanadium are little investivated, 
especially, because vanadium is not linble to form stable 
organic compounds with e vanadium-carbon bond(Ref 1). 

But also compounds in which a vanadium atom is combined 
with a carbon by means of oxygen are deficiently 

described (Ref 2). The present paper is an investi-ation of 
the synthesis of hitherto unknown orgenosilicon vanadium 
derivatives which contain a binding V-0-Si ( see the 

title). The authors have produced these derivatives 

by interaction of triorganosilanes with Y 2c» vocl, 


or with trialkyl vanadates OV(OR), as well. as the reaction 
of the sodium triethyl silanolate? The first method is 

discussed. Another simple method of synthesis of tri- 
organosilyl ethers of the ortho-vanadic acid is based 
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on the reaction of vanadium oxychloride with criorgano- 
silanolene in the presence of hydrogen chlovide- 
acceptors, (ammonia, tertiary amines, and others). The 
yield of ethers is 60-80%. A suitable synthesis of the 
silicoorganic ethers of the ortho-vanadic ‘acid is the 
trans-etherification of the trialkyl vanadates by means 
of triorganosilanolene in the presence of catalytic 
amounts of sodium derivatives of the latters. They are 
formed by addition of metallic sodium, Finally, the 
Compounds in question can be produced with a good yield 
by the reaction of sodium triorgenosilanolutes with 
vanadium oxychloride. The Properties of these compounds 
are discussed and the constants tabulated in table 1, 
There are 1 table and 7 references, 4 of which are Soviet, 
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TITLE: Investigations in the Field of Ajkoxy Silanes (Issledovan-ya v 


Alkoxy Silanes. A New Method of Syathesizing Alkoxy Silanes 
and Siloxanes (XIII, Vzaimodeystviye silpksanov § alkoksi- 
silanami. Novyy metod sinteza alkoksisilanov 3 siloksanov 


oblasti alkoksisilanov). XITI. Reaction of the Siloxanes With 


PERIODICAL: Zhurnal obshchey khimid 1959, Vol 29, tn 3, pp 907-915 (ussk) 


ABSTRACT: The author previously (Ref 2) synthesized organoalkoxy silanes 
by cleavage of the organosilozanes with alcohols in the presence 


of alkaline catalysts according %o the. general scheme 1, under 
conditions which make it possible to remeve the water formed by 
dehydrating agents. For this purposs the author us2d above all 
tetraalkoxy silanes which can be easily’ hydrolyzed in alcoholic- 
alkaline medium by water (Ref 2): i : 
Si (OR) ,+4H5° > 4ROH+S1 (OH) » 


The formation of dimethyl diethoxy silane f:ront 
polydimethylsiloxane and ethyl alcohol in the presence of 
silicon ethyl ether can thus be represented by scheme 3o 
By summing up these equations the following general acheme 
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Investigations in the Field of Alkoxy~etlanes. : S07/719~29~5-27/75 : 
14. Cleavage of Organosiloxanes With Alcohols as Method of Synthesizing 
Organoalkoxy-silanes : a 


method it was possible to obtain 35 organonlkoxy silanes RSH (OR), _ as 
(table). n - 1,2 and 3; BR’ + CH, or CgHes R - primary (normal or 


iso) or secondary alkyl radical with Awl2 oarbon atoms. 8 of these 
compounds ware synthesized for the first time. The reaction 
mechanism of the formation of orgenoalkoxy-silanes from 


organosiloxanes and alcohols can be illustrated! by the following 


scheme: Si £0 - Si< z=2 29108 + 0 - Sig (5) 
a 7 

oR ? | 

3810 4 ROH e=? 3S10H + RO : (6) 


381i - OH + ROH g==2 95102 + HOR: (7) 
In addition to a further reaction of silariol with alechol (7) also 
the cordensation not desired (8) is. possible. 
2 SICH —> 5S1081¢ + H,0 ei (8) 


There are 1 table and 18 references, 7 of which are Soviet. 
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AUTHORS: Afonchikov, N.A., Kolobova, G.V., ¥ikhaylov, P.N., Voronkov, U.G. 
nT rari, 
TITLE: The Application -of Silicon-Organic Compounds for the Gluing 


of Paper (Primeneniye Rvemneorgani chek tpl Saas dlya 
prokleyki bumagi) 


PERIODICAL: Zhurnal prikladnoy khimii, 1959, Vol RRXIT, tr a 
pp 445-446 (USSR) 


ABSTRACT: Silicon-organic compounds were used a) for treating the, 
finished paper with vapors of methyltrichlorosilane; bv) for 
impregnating the paper by these compounds; ¢) for gluing 
the paper mass by such substances. The last procedure shows 
the best results. The compound MN-1 (CH;8iHO), is most ef- 
ficient. Thermal processing of the finished paper is neces- 
sary, however, in order to obtain a great depth of gluing, 
If certain catalysts are used, e.g- leadior ainc acetate, 
triethanolamine, eta, thermal processing is not necessary. 
The catalyst is also added to the paper ihass there it has 
the best effect. Professor BoN. Dolgov is mentioned in tho 
article. 
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AUTHORS: Yoronkev, M.G,, Davyiova, V.P., Grishaniaa, N.P. 
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TITLE: ; The Hydrophobization of Paper by Aliylacatexysilanes and -Siloxanes, 
Communication V. os Ppa 


flea, 4og , 
PERIODICAL: Zhurnal prikladnoy khimii, 1959,.Vo2 32, Nr 5, pp 1106-1112 (USSR) 
i} : 


ABSTRACT: Acetoxysilanes cited in Tables 1 and 2 ward used for the hydrephobiza- 
tion of paper, ‘the water-resistance of thi paper ‘increases, if:1t is 
kept longer in 2.5. ~ 10%-solutions of mathyltriacatoxysilane. The 
optimum are 2.5 - 9% solutions and 10 min.) For ethylacetoxysilans the 
concentration must te above 5% and the time mord than 10 min. Phenyl- 
and n-butyl-tri:.cetexysilene ave more effentive “nan methyltriacet- : 
oxysilane, The effect of tatraaestoxysilane disappears with the time 
due to the esterification of the hydroxyl groups, which form ortho~ 
silicic cellulose esters. A mixture of 20% of methylalkoxydiacet- 

oxysilane and 80% of' methyltriacetoxysilane increases the hyérophobic 
properties and improves the quality of the: treated material, he 
hydrophobization.by the preparations A~12 and An-16 increases the 
water-resistance of filter paper from 2 to 100-110 em, of wrapping 

Card 1/2 paper from 15 to 108-119 em and of kraft paper from 132 to 160-220 cm, 
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The Hydrophobization of Paper by Aliylacetoxysi lanes and: “Bllozines, Comum:lcation v. 


In all experiments the treated paper was heated finally for 3 hours 

to 105-110°C. To reduce this long time the | athyl: ether of the ortho- 
titanic acid Was used as a catalyst, It réduced the time to 10*30 min 
at 105- 110° and to 2 min at.150°%C, For hydrophobLation 2-5%6- “solu- 
tions of the preparations A-12 and A~16 are recommended , 

There are: 6 tables, 2 graphs and 2 Soviet Foferénces, 


ASSOCIATION: Institut khimii silikatov AN SSSR (Inetatute of the Chemistry of 
Silicates of the AS USSR) 


SUBMITTED: November 27, 1957 
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5(3) | 80V/20-125-3-24/63 
AUTHORS : Voronkov, M. G., Davydova, V. P. ret eae 
TITLE: Photochemical Chlorination of Organochlorosilanes by Sulphuryl 


Chloride (Fotokhimicheskoye khlorirovaniye organokhlorsilanov 
khloristym sul'furilom) : 


PERIODICAL: ered Akademii nauk SSSR, 1959, Vol 125, Nx 3, pp 553-556 
USSR ; i 


ABSTRACT: The chlorination mentioned in the. title which is not carried 
out photochemically is used to a great extent in the organic 
synthesis (Ref 1). It ia catalyzed by organic peroxides or 
halides of several elements. Against this the photochemical re- 
action of organic compounds with $0,C1, ie used only as its 


sulfochlorination reaction (Ref 2). The use of S0,Cl, for the 


introduction of chlorine atome into the alkyl~ or aralkyl 
radicals connected with a Si-atom which ise described in many 
papers is limited in the case of the chlorination of silicon 
organic compounds. Under normal conditions the methyl-~ (Refs 4, 
7,9) or phenyl groups (Ref 4) connected with the Si-atom are 
Card 1/4 not chlorinated by s0,Cl, in the presence of benzoyl pernxide. 
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Photochemical Chlorination of Organochlorosilanes by Sutphuryt Chloride 


Though the chlorination of methyl derivatives -in the nediui of 
a high-boiling solvent (Refs 7,11,12) is successful, only a 
small yield is obtained by it. The authors observed that an 
ultraviolet irradiation catalyzes the last mentioned reaction 
to a much greater extent than organic peroxides. Thus the use 
of 50, cl, for the chlorination under comparatively mild condi- 


ea is one possible even in the case of compounds which can 
be chlorinated only with difficulty, like mathyl trichloro- 

silane and methyl dichlorosilane. Ethyl trichlorosilane and the 
higher alkylchlorosilanes react as easily with 50,01, at ultra- 


violet irradiation. An additional communication on thia topic 
follows. An intensive irradiation of ea'boiling mixture of methyl 
trichlorosilane and 50,61, leads to the formation of mono-, di-, 


and trichloro-derivatives (Tabie 1). This procedure is recom- 
mended especially for the production of CHCL,8iC1,. In the 


presence of FeCl noi ther a photochemical nor a dark chlorination 


Card 2/4 takes place. Quinoline, on the other hand, 4 8 a catalyst 
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Sak weak he _ gov/20-125-3-24/63 
Photochemical Chlorination: of Organochlorosilanes by Sniphuryl Chloride 


of this reaction. FeCl, ie 8 good. catalyst (4t {6 an inhibitor 
in. the case of cH,31¢1,) for the photochemical chlorination of 


phenyl trichlorosilans, i.e. in the. dark (Table 3), though with 
lower velooity than that of the photochemical reaction. Dimethyl 
dichlorosilane reacts with S0,C1, considerably more quickly than 


methyl trichlorosilane (Table 2). Mono+' as well es dichloro- 
derivatives: may be obtained with a yield of: 45-50% acoording +o 
the ratio of the initial‘ reagenta. Phenyl tzichlorosilane is 
slowly chlorinated photochemically by:40,C1,. The yield of 


chlorine phenyl] trichlorosilane- ia-nothigh (approximately 15%). 
In all cases hexachlorobenzene ip the main product. Therefore 
the Si-CH bond is ruptured and the chlorobenzene (or pezhaps 


benzene) which is split off is chlorinated. ‘Quinoline is an in- 
hibitor (2 mole-%) of the photochemical chlorination of phenyl 
chlorosilane by 50,C1,- The boiling of,.bensene with SO,1, in 


the dark does not lead to an interaction ini the presence or 
Card 3/4 absence of benzoyl peroxide. There are 4 tables and 22 ref- 
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erences, 7 of which are Soviet. 


ASSOCIATION: Institut khimii ailik 


atov A 
Silicate Chemistry of kedonit nauk SSSR (Inst tute cf 


the Academy of Seiences, USSR) 


PRESENTED; November 5, 1958, by A. Y. Topohiyey, Acadowi cian 
SUBMITTED: October 29, 1958 —_ 
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mris(triorganosilyl)borate 5/062 /66/000/009/009/621 
BO23/B064 : 
i 


3R,SiH + B(OH), %(R,810),B + 3H, (3) 


The reactions (1) and (2) are based on an uninterrupted azeotropic 
distilling off of water from the mixture of triorgancailanoles with boric 
acid or with boric anhydride, containing an inert solvent (bonzene). 
Tris(triorganosilyl)borate was produced according to schema (3) by 
heating mixtures of triorganosilane and boric acid in ithe presence of 
colloidal nickel, forming in the interaction of nickel ehloride with 
triorganosilane. 6 tris(triorganosilyl)borates were obtained by the three 
methods of synthesis. 4 of the compounds have hitherto been unknown. 
There are 1 table and 21 references: 8 Soviet, 6 US, 5 British, 7 German, 
and 3 Japanese. 
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vibrational Spectra of Alkoxysilanes and silexaties| 
Ill. Vibrations of Silicon-Oxygen Chains in the Spectra, ‘of 
Polyalkoxysiloxanes 


can be interpreted as due to changes in vibrations of the 

$410, groups when the latter are joined into a chain, This makes 
it possible toe use polyalkoxysiloxanes as organic models" of 
Bilicates. There are 2 figures, 5 tables and 7 references 

% Seviet, 2 English and 2 German, 
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TITLE: : Organosilicon stiianal of! Liphatie Auioximes 


PERIODICAL: Zhurnal obshchey khimii, 1960, Vol.’ 40, No. 10, 
pp. 3347 - 3352 ae 


TEXT: On the basis of Ref.1, the authors: tried to synthesize compounds 
in which the nitrogen is separated from the silicon by some other :ele- 
ments, to investigate their stability to hydrolysis. The present: paper 


deals with the synthesis of organosilicon ethers of oxines. Taking into . 
¥. account the papers of Refs. 3-7, the authors. found the trialkyl- -chloro y 


gilanes to react with aliphatic aldoximes in.the. presence of pyridine 


according to the following Scheme: 
R,SiC1 + HON == CHR! + CoHeN ——> R81 0N a CHR! +) + Ogi HCL. This. reac- 


tion already proceeds at room temperature and lashes for A» 5 hours. with 
The fas of trialkyl- eevee of aldoximes 


continuous stirring. 
ih 


i 


Card 1/3 
= ei TUES TUT he ae ay 


es tea eT PER TER TMT FET CITTESEUTT fila at 
Hoge Hike telat ca ru Haat PERU RSET Aas Habra 
ie 


APPROVED FOR RELEASE: Bern adi cIA- RDP86- 00513R001860920005- 0" 


"APPROVED FOR RELEASE: 03/20/200 


CIA-RDP86-00513R001860920005-0 
| ik Far eB a A APRRRRT NET Ped PS Ee SSS SET Be SC SS 
Sie PRO EES EES EU UREN QUEER EEE 1 UE AT LUUE RULE LS UEP LE 2028 

iett FETILSINERE BETENYITTITITES Fut at TRE Raza EDIE BEES DUG Bere Hd ea PE 


aan ad 0 
eit 
t 


4 
4 
Li 
i 


" i} 


orida of 

= adition to the main pr silyl- 
oo Go ee arated out in yields of 60-10 y solvents; and 
Pye eine e stable liquids (Table), solub ture of the re- 
a1d0x ae ie at standard pressure. To deter ‘and then hydro- 
distilla eee they were reduced with Nice CHin-0 iH and 
sultant Prvcatalytic hydrogenation of (CH,),S)0N ce 7 377 

yzed. 


field 0 
iON == CH-iso-C ji did not yiel 
(Cote put amines, an agian ie 
which indicates @ cleavage of the ene 
in the same way 48 the reduction ae (nef «10) 
(Ref.6). According to K. W. Rosenm oe 
rimary amine may pe catalytica t peer 
canon ae era vit Caeertes yielded et 
comet Se a on a platinua catalyst Ra +6). ° -s 
4 + 4 iP. : 90 Cc), 
xylamines, both: on LiAlH, an et aay eh + volach ae 
alkyl-silyl-aldoximes oa) 2° 104 vewains unchangéd. ee a encens 
but OOF ora gives alachydees oximes, and & regin con a 3 | : 
acid me i : 


ib : 
1: : 


ximes : 

vy (Raf.11)> 
ad into o mixture of — 
ines. Contrary to tinigs 


Semen Welcy ta: Ore 
ednte PRerRieees || OVP sare Fae Troan TaaUT- Weed eal eta Wiel gedit: Mt MAREN To Aint alee “FETT 
Torrent the sie diied LEGA cd WNP Ce crectil PESTS eal etek ee ldehd GO UTI Ten ae OES POM ETN s CUE eT INL RUE UEC ES SUP a ONTENTS eG ar 
£ BIHIeE= ihe re BYP ER TESTO a eS) ee ol EM Weare Bor Ries ee ATPASE SUSE EST “iti BN PTH UA ATT ATED) SULESE NE SI FUEY Aucet eed FETT A re ED ae 


i TGR Ri Al 
APPROVED FOR RELEASE: 03/20/2001 CIA 


Sq 
re 


TATE aE; TPE al 
-RDP86-00513R001860920005-0" 


"APPROVED FOR RELEASE: 03/20/2001 CIA-RDP86-00513R001860920005-0 


| j_- iio Sted aad AH fer eT a De De 
eer zoTELATL SE AUdea is Lrg HUSA sa VEE AUTO EAITIEGHOTLE REE AUEETE MELEE LE ROE FUER UI: 


p fds 
MER TPE Rie STE A Ede ST t | t Eat 
Bow TUTTE 24 SHOVE RT ATOR YTS WET TTR TE 


t i i 
159 FOALS SER EY AEE ATE STATE 
DPHEM Lae E tod ib Ot ete lest Lee Ge eT | 
a 


tet etic SHG THE aia Hee Lib 
peinsiz Pa Wit ta ed ETT a A ATATTSRTL TTA EOF ETE a Fd TE ss ed TB ah eS 
! : es hE PAP PEROT, AEE at ogg Tp ype re at 0 | ce 


8,878 


imes 9/079/60/030/010/019/030 
Organosilicon Ethers of Aliphatic Aldoximes S/O ek : 


fil Li 
iv! Det a by 
The structure of the eight compounds (Table) has Be ae enove!. 
reduction and hydrolysis. Their infrared spectra cdn ee ae 
mentioned results. There are 1 table and 20 references: ; ’ 


5 German, 2 British, and 3 Czechoslovakian. 


ASSOCIATION: Leningradskiy gosudarstvennyy universitet (Leningrad 


State University) 7 | 
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AUTHORS: Sanin, P. I-, Voronkov, M. G., Shepeleva, Ye, Se, Ionin, Be I. 
See ence RTECS SETTRETTETTE remem 
ij 
TITLE: The Interaction Between Dialkyl-phosphorous hoddal ana quinones | 


PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 132, No. 1, pp. 145-143 © 


TEXT; The organophosphorus compounds are highly active as additions to Lubricat- 
ing oils (Refs. 1-3). Some derivatives of dithiophosphorous, phosphoric, and 
phosphorous acids belong to them. The authors heve taken the trouble to obtain 
organophosphorus compounds which are, amon st other things, also anti-oxidants, 
which hinder the oxidationlof hydrooarbona/by atmospheria oxygen. Thus, the 
authors tried to add acid esters of the phosphorous acid to the quinones. The 
reaction of dialkyl-phosphorous acids or phosphites with p-benzoquinone can 4 
take place in two ways and lead to: a) esters of dihydrozyphenylphosphoric 

acids (I) and (II), or b) compounds in which phosphorus is bonded with oxygen 
(III) and (IV) (Ref. 11). The authors have established that dialkyl~p-oxy- 
phenylphosphates are formed on the reaction of dialkyl phosphorous acids with 
pebenzoquinone. AS 4 result, the phosphorous group adds to tha oxygen atom of the 
benzoquinone (see scheme). This addition is accompanied: by a conversion of the 
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The Interaction Between Dialkyl-phosphorous Acids and 5/020 epson 
Quinones a B126 


quinoid structure into a benzoid structure. The dodction Hetwodn’ diialkylphospho- 
rous acids and a-naphthoquinone is similar. Table 1 shows the nelting 
temperatures and the results of analyses of the compounds: ‘produced. They are 
crystalline substancea, soluble in aqueous alkali solutions. They give the 
characteristic color reaction for phenylhydroxyl with ferric chloride, but no 

. reaction for the carbonyl group. The hydrolysis of the oubstanded obtained 
with HCl (1:1), and the saponification with alcoholic alkalis at 40~50° gives a 
yield of 80%. All compounds produced contain only one hydroxyl : ‘group. On the 
basis of the ultraviolet absorption spectra the authors have stated that esters 
of p-oxyphenyl-phosphorous acid are concerned. As can be. deen from table 2, the 
absorption maximum of the products is shifted towards short waves, and agrees 
with the maximum of dimethyl-p-methoxyphenylphosphate. Thus the results given 
above show that the said substances are really dialkyl-p-oxyphenyl phosphates 
(see scheme). The following were also quoted: V. 3. Abramov, As N. Pudovik, 
Yu. P. Kitayev, and G. Zametayeva. There are 2 tables and: '18 references, 
10 of which are Soviet. 


_ ASSOCIATION: ‘Institut neftekhimicheskogo giateca ‘Akademii inauk | '985R (Institute 
of Petroleum-chemical Synthesis of the Academy of Seiences, USSR 
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AUTHORS: Sergeyeva, 2. 1., Taitovich, D. D., and Voronkav, M. G. 
TITLEs A New Reaction of Trialkyl Silanes! With Acid Chlorides of | 
Aliphatic Monocarboxylic Acids in the Pregence of Aluminun 


Chloride 


PERIODICAL:  Doklady Akademii nauk SSSR, 1960, Vol. 134, No. 6, 
ppe 1371-1373 ae 


TEXT: In the presence of AlCl, alkyl eidece axe easily reduced fron 


su 1,3) whereas 
trialkylsilanes to the corresponding hydrocarbons (Refsu 93) 

acid chlorides of aromatic acids are reduced to aldehydits (Ref, 4). This 
reaction proceeds according to the general schezes i : 

Alcl : 

RSH + RIK — 2> R,Sik + RIE j | 

: where R' is a carbon- or acyl radical and XK a halogen. The authors studied 

. this reaction by applying it to the acid chiorides of the aliphatic mono- 

“-earboxylic acids. They studisd the reduction of the acid chlorides of 
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A New Reaction of Trialkyl Silanes With Acid s/029 o/69/134/006/019/03 
Chlorides of Aliphatic Monocarboxylio Acids BO16 


in the Presence of Aluminum Chloride i | 


acetic, n-butyric, trimethyl acetic, and p-trimethyl oily. propionic aeia 
by means of triethyl silane. In this connection it was found ‘that in tha 
absence of AlCl, practically no interaction of the reagents oodurred. If, 


‘however, catalytic amounts of AlC1, (2-3 mol%) wera intgoaucea inte the. 


reaction mixture strong heating a observed. In contrast to what had been 
expected and to the data of Ref. 4 the corresponding aldehydes were not. 
formed although the initial triethyl silane was converted into triethyl 
chlorosilane with a yield of 66-92%. Corresponding estez's which were 
isolated in good yields proved to be the raaction products of the acid. 
chlorides. These results make it possible to express the mew reaction 
discovered by the authors by the following» eaverrons 
AlCl, 

2h, Si8 + 2R'COC1 eens 28161 + BC00CH,R, 
where R = Coes Rt = CH;, n-C Ho (cH, ) 30s (CH), SiCH,CH,. The mechanism 
of this reaction could not be defi Mik datermined. Apparently an inter- 
mediate reduction of the acid chleride to a sorresponding aldehyde takes 
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A New Reaction of Trialkyl Silanes With Acia 8/020 60 134 006 019/03! 
Chlorides of Aliphatic Monocarboxylic Acids sre f 34) pene 
in the Presence of Aluminum Chloride 

Place which reacts with the acid chloride excess according ta the 
following scheme: | 


R,SiH + R'COC1 ~~) R'CHO + R,SiCL, a 


R'CHO + R’?COC1 —-4R'COOCHCiR! (described in Ref. 9) 
R'COOCHCIR! + R,Sik—~ R'COOCER! + R,SiCl. «| 


The possibility of a direct ester condensation of the aidehyaea formed 
aay be excluded. Table 1 gives the reaction pests ‘obLainad. 

ere are 1 table and 10 references; 2 Soviet,:1 US, 1 Danish 2 Belgian 
3 French, and 1 German. - ; : si 


ASSOCIATION: Institut khimii silikatov Akademii nauk Ssar (Ihsti tute of 
Silicate Chemistry of the Academy of Scienses, USSR). 


Leningradskiy gosudarstvennyy universitet nea Ap A. Zhdancva 


(Leningrad State University imani A. A. Zh jlanor) - 
PRESENTED: June 3, 1960, by A. V. Topchiyev, Academician 
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VORONKOV, M.G., kand. khim, nauk, otv. red.j BORISOV, S.N., xund. khim. nauk, 
red.; TRAVIN, N.V., red, izd~va; KRUGLIKOVA, NuA., tekhn. red, 


(Chemistry and practical utilization of silicon organic: compounds; 
papers] Khimija 1 prakticheskoe primenents kreimoorganisheskikh . 
soedinenii; trudy. Leningred, Izd-vo « naulk BSSR) Mo.6. [Pepexs, 
discussion, resolutions] Doklady, diskussii, reshonie, 1961. 351 p. 
. — CWTRA 4212) 
1. Vesesoyuzraya konferentsiya po khimii i prakticheskora primenantyu 
kremneorganicheskikh soyedineniy, 2d, Leningrad, 1958, - 
(Silicon organic compounds) | 
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Synthesis of triorganosiloxy-~... D205 D}02 : 


organic borates may serve as catalysts in the synthesis’ of aryl 
halogenosilanes and the synthesized titanates may.serve as start 
ing compounds for preparing thermally stable titanium silico-or- 
ganic compounds. The synthesized compounds are interesting also 

in connection with the study of the Si-0-M bond. The use of tri- 
organosiloxy-derivatives of Ti and Al chlorides a8 catalysts in pre- 
paring tg#ialkyl chlorosilanes is thought to be possible. A. lL. Kle- 
bene (VNIISK, Leningrad), A. A. Zhdanov (INEOS'AN SSSR, Moscow), 
N. Legnov (Moscow) and Ya. I. Mindlin eso) ba ‘part in the 
adseiqaibn which followed. 


ASSOCIAGION : | Institut khimii silikatov Akademii aur SSSR, Lenin- 
: grad (Institute of Silicate phemietey of the AS USSR, 
“Ye } : Leningrad) 
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gree of stiffness, due to the formation of hard, non~elastic steric 
polymers. Bifunctional monomers do not induce this stiffness but al- 
so do not impart water-repellant properties. At present, nixtures 

of tri- and bifunctional monomers are used as hydrophobing agents. 
The authors have also found that organosilicon hydrophobing agents. 
combine well with Cu-and Cr-salts, forming stable: compounds which 
are retained for long periods on the textile materials. In the dis- 
cussion the authors stated that €H-@ (YeN-8) was the hydrolysis. pro~ 
duct of ethyl dichlorosilane and dimethyl dichlorosilane. P. A. Si- 
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Schuyter, J. W. Weaver and J. D. Reid, J. Am. Chem. Soc., v. 70; 
cree 1919; R. W. Kerr and K. 0. Hobbs, Ind. Eng. Chem., v. 45, 
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“QEXT: The authors state that so far no method has been available for the 
quantitative determination of alkyl radicals bound | to the silicon atom, 
Proceeding from the fact that the Si-C bond can be easily. disrupted under 
the influence of strong nucleophilic reagents, such es alkali hydroxices, 
the optimum conditions for this reaction and for the formation of the 

- gtoichiometric volume of the hydrocarbon were investigated, Fig. 1 re- 

“ presents the apparatus used for the purpose. 1 is 4 gas :burette in-a 

4 thermostat, 2 is a leveling tube filled with acidified, saturated NaCl 

a solution or Hg. By means of three-way cock 3 and absorber 4 which cecn- 


tains concentrated H,80,, burette 1 1s connected with steel vessel 7. The 
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latter contains the substance to be tested (0.1-0.15, 8), ahioh ig aovesed = 

by 2-3 g¢ of KOH powder and heated to 2506-270°C in an eleotric furnace_ 

till no more gas is set free. After the cooling of 7, the gas is 

measured in burette 1. A table indicates the experimental data. The 

possibility of analyzing also alkyl halosilanes' in this way is mentioned: 

methyl-phenyl dichlorosilane gave CH = 7.67% and 8. 54g calculated value: 


7.87% If, however, the Si atom bound to Cl is bound at the. sane time to 
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